Moisture or oxygen sensitive reactions were performed under an inert atmosphere using standard Schlenk techniques with a double manifold vacuum line. Solvents were freed of impurities by usual procedures and stored under argon. 
-S 2 -accelerating potential) at the Centre de Mesures Physiques de l'Ouest, Rennes, France.
Microanalyses were carried out at the Centre de Mesures Physiques de l'Ouest, Rennes, France. UV-visible spectra were recorded in quartz cuvettes of pathlength 1 cm, using a Biotek Instruments Uvikon XS spectrometer. The efficacy of photoinduced trans→cis isomerization and the rate of thermal cis→trans back reisomerization were probed by irradiating µmolar cyclohexane solutions of the respective molecules (ca. 0.3 optical density) for 1s with 2 LEDs (Luxeon® III Emitter royal blue LXHL-PR09, Lumileds Lighting, San Jose, USA) with each of a radiometric power of 150 mW operating at 460 nm, close to the absorption maximum of the trans-isomers. Routine NMR spectra were recorded using a Bruker AC300P spectrometer or a Bruker DPX 200, respectively at 300. Figure S8 . Sinusoidal surface relief grating, inscribed at 10 GW cm -2 (in polarization s-s) into the amorphous thin film of complex 3a as measured using atomic force microscopy.
